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AB A new series of selenium-containing diaryl retinoids have been prepared by 
new 

direct nickel (II) -catalyzed coupling of a diselenide with an iodoaryl in 
the presence of polymer- supported borohydride. Thus, (bpy)2NiBr2- 
catalyzed coupling reaction of bis (4 -chlorophenyl) diselenide with Me 
3-iodobenzoate in the presence of Aldrich 32,864-2 resin in THF/MeOH gave 
84% 4-ClC6H4SeC6H4C02Me-2 . 
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AB The invention concerns novel diaryl selenide compds . corresponding to I 
and their geometric and optical isomers and salts and the use thereof in 
pharmaceutical compns . in human or veterinary medicine (in the treatment 
of dermatol . , rheumatic, cardiovascular and Ophthalmol, pathologies in 
particular), or in cosmetic compns. In I, Rl = Me, CH20R5 (R5 = H, lower 
alkyl, C(O)R10 (RIO = lower alkyl) ) , C(0)R6 (R6 = H, lower alkyl, OR12 
(R12 = H, lower alkyl, aryl , aralkyl possibly substituted, 

monohydroxyalkyl , polyhydroxyalkyl), NR ' R ' ' (R ' /R 1 ' = H, lower alkyl, aryl 
possibly substituted, amino acid fragment; R' and R' ■ together with N form 
a heterocycle) ) ,- Ar = R7-substituted benzene or pyridine diradical (R7 = 
H, halogen, lower alkyl, nitro, OR13 (R13 = H, lower alkyl), polyether 
radical, NR14R15 (R14/R15 = H, lower alkyl)), diradicals of furan, 
thiophene or thiazole; R2/R3 = H, tBu, 1 -methyl eye lohexyl , 1-adamantyl, 
0R8 (R8 = H, lower alkyl, aryl possibly substituted, aralkyl possibly 
substituted, monohydroxyalkyl, polyhydroxyalkyl, lower alkyl) , polyether 
radical, where at least one of R2 or R3 - tBu, 1 -methylcyclohexyl , 
1-adamantyl; R2 and R3 may together with an adjacent aromatic ring form a 
saturated 5- or 6-membered ring possibly substituted by Me groups and/or 
possibly interrupted by 0 or S; R4 = H, halogen, lower alkyl, OR9 (R9 = H, 
lower alkyl, aryl possibly substituted, aralkyl possibly substituted, 
monohydroxyalkyl, polyhydroxyalkyl, lower alkyl, (CH2)nC02R16 (R16 = H, 
lower alkyl; n = 1-12), (CH2)nX (X = halogen)), polyether radical, 
C(O)R10. Although the method of preparation is not claimed, 70 example prepns . 
are included. In a typical preparation, a haloarene (e.g. 2 -bromo-5 , 6 , 7 , 8 - 
tetrahydro-3 , 5, 5 , 8 , 8-pentamethylnaphthalene) is successively reacted with 
tBuLi in THF, Se, and NaOH in EtOH to give a di selenide, which is cleaved 
with NaBH4 in EtOH to give the Na salt of an areneselenol , which is 
undergoes metathesis with IR1 or BrRl (e.g. Et 4 -iodobenzoate) in the 
presence of NiBr2py2 in EtOH to give I (e.g. Et 4 - (3 , 5 , 5 , 8 , 8 -pentamethyl- 
5,6,7, 8-tetrahydronaphthalen-2 -ylselenenyl) benzoate) . 
IT 252352-02-6P, 6- (4-tert-Butylphenylselenenyl) nicotinic acid 
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AB The reaction of 3 -methoxy-5-pivaloylaminopyridine with BuLi at low temperature 
in THF gives the 4-lithiopyridines , which react with various electrophiles ■ 
to give the corresponding 4 -substituted 3-methoxy-5- 

pivaloylaminopyridines . The conversion of the 5 -pivaloylamino group to 
other substituents via the pyridyl radical was also examined 
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AB An efficient protocol for stereo- and regiocontrolled synthesis of small 

polyf-unctional mols. is presented. The stereospecif ic addition of PhSeCl to 
2 , 5-dihydro-2 , 5-dimethoxyf uran in solvents, such as CH2C12 and MeOH, gives 
cyclic and linear acetals I and (2S* , 3R* ) - (MeO) 2CHCHC1CH (SePh) CH (OMe) 2 , 
depending on the solvent used. Emphasis is given to the regiocontrolled 
hydrolysis of acetal groups for the preparation of stereodef ined and highly 
functionalized C4 synthons , such as (2S* , 3S*) - (MeO) 2CHCHC1CH (SePh) CHO, 
(E) - (MeO) 2CHCH:C (SePh) CHO, and (Z) - (MeO) 2CHC (SePh) :CHCH0. 
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AB The title compds . I, II, and III were oxidized with H202 and the products 
were identified. I gave 74% 5-methyl-2-furanone . II gave unstable 
2 -methylene -3 -hydroxy-2 , 3 -dihydrofur an which rapidly isomerized to 
furfuryl ale. Ill gave 2- (3 -phenyl -1-propenyl) furan and another unstable 
compound which rapidly rearranged to 2- (l-hydroxy-3 -phenylpropyl) furan. 
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